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Synthesis. Differentially protected amino-acids for solid phase peptide sythesis
were obtained from PerSeptive or Bachem. Solvents and reagents were obtained from
PerSeptive, Aldrich, or Fluka, and used without further purification. Peptides for solution
state analysis were synthesized using standard Fmoc chemistry using Pal-PEG-PS resin
(Perseptive), or "macro crowns" (Chiron). Fuorphore coupling was performed using a
coctail of 5-dimethylaminonaphthalene-l-sulfonyl chloride (0.3 M) and triethylamine
(0.15 M) in NN-dimethylformamide in sufficient volume to provide 10 equivalents of
sulfonyl chloride per resin-bound amine with an incubation duration of 2 h. Peptide
cleavage was performed using 90:5:3:2 trifluoroacetic acid : thioanisole: ethanedithiol:
anisole. Crude peptides were obtained from trituration with 2:1 ether:hexnes,
resuspended in water and then lyophilized. All peptides were purified to homogenity by
reverse phase (C18 ) HPLC with water/acetonitrile (0.0 1% v/v TFA) gradient elution. The
integrity of the purified peptides was confirmed by mass spectroscopy. Baa(Dns)-Gly-
His-Ser-Ser-NH 2 (1) HRMS (electrospray) calcd for [M + H] C29H4 1N 100 9S 705.27
found 705.2. Amb(Dns)-Gly-His-Ser-Ser-NH 2 (2) HRMS (electrospray) caled for
[M + H] C30 H43N10 0 9S 719.29 found 719.3. Orn(Dns)-Gly-His-Ser-Ser-NH 2 (3)
HRMS (electrospray) calcd for [M + H] C3 1H4 5N 10 0 9S 733.31 found 733.2. Baa(Dns)-
PAla-His-Ser-Ser-NH 2 (4) HRMS (electrospray) calcd for [M + H] C30 H43N10 0 9S
719.29 found 719.2
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Fluorescence spectroscopy. Assays were performed in 50 mM HEPES, 0.15 M
NaCl (pH 7.0) using an SLM-Aminico SPF-500c spectrofluorometer. Emission spectra
were acquired with the following parameters: HVA=975 V, excitation bandpass = 4 nm,
emission bandpass = 2 nm, filter (time constant) = 3, gain = 10 or 100 depending upon
sample concentration. All buffers and solutions were prepared using high purity water
obtained from a Mili-Q (Millipore) filtration apparatus. Adventitious metal ions were
removed from prepared buffer solutions by transport through a column (2 cm by 30 cm)
of activated (sodium form) Chelex resin (Bio Rad Labs.), followed by re-adjustment of
the buffer pH to 7.0 if necessary. Metal stock solutions were prepared as the chloride
salts, except for iron (II) which was prepared from ferrous ammonium sulfate. Analytical
grade reagents were used in all cases, and the concentration of stock solutions determined
by titration with standardized solutions of EDTA (Aldrich) in the presence of an
appropriate metallochromic indicator.
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